The effect of aqueous phase content and temperature North Sea crude oil emulsion viscoelastic behavior has been studied. Heavy crude oil from the North Sea is of high viscosity and is capable of forming stable water-in-crude oil (w/o) emulsions without introducing any synthetic surfactants. The aqueous phase volume content was varied from 1 to 40%, and the temperature was varied from 0 to 30 °C. The w/o emulsion viscosity increased sharply when the aqueous phase content exceeds 20%, being more pronounced at the lower temperatures. The viscosity flow curves for emulsions containing more than 20% aqueous phase demonstrate non-Newtonian behavior, in contrast to crude oil, which is Newtonian. The coefficients in the master curve describing the viscosity-temperature dependence were determined. Oscillatory rheological tests showed that the loss modulus substantially exceeds the storage modulus which indicates the liquid-like state of the emulsions.
Introduction
Water-in-crude oil (w/o) emulsions are formed during the stages of crude oil processing and transportation from the mixtures of crude oil and water contained in the reservoir (the content of water may be increased towards the end of reservoir life) [1] . The intensive mechanical actions: agitation, mixing, stirring, etc. in the wellbore, pipes, pumps, chokes, and valves result in formation of w/o emulsions from two immiscible liquid phases. Water-in-oil emulsions are one of the major problems in the petroleum industry has to deal with during recovery, treatment, and transportation of crude oil [2, 3] . The presence of emulsions reduces the quality of crude oil. Moreover, emulsions affect general flow behavior of the fluid and can lead to significant flow assurance problems [4] [5] [6] [7] . Formation of water-in-crude oil emulsions is a serious challenge for the oil industry as they can be very stable because of the presence of asphaltenes [8] [9] [10] and components of the maltene part of oil like resins, naphthenic acids, etc. which act as natural surfactants and stabilizers [11] [12] [13] [14] . Moreover crude oil may also contain interfacial active solid particles such as silica, clay, iron oxides, etc. which can form resistant films at the water/oil interface and lead to increased w/o emulsion stability [15, 16] .
Emulsions of water in crude oil cause flow resistance in particular in the Arctic thermal conditions due to very complex fluid rheology [5] . Moreover, the presence of emulsions in flow leads to higher pressure drop [6, 7] , indicating higher energy loss as higher pumping energy is needed in order to maintain the desired mass flow rate. Since the formation of emulsions is inevitable and they bring many serious problems to the oil industry, an interest in studying emulsions is understandable. In the petroleum industry the rheological properties of water-in-crude oil emulsions are significant for modeling energy requirements, technological process equipment and pipeline design as well as flow quality assessment during transportation. In this regard, the study of the rheological behavior of emulsions, including its viscosity properties during shear flow is of great importance.
A lot of studies have been devoted to the rheological behavior of water-in-crude oil emulsions (see, for example [17] [18] [19] [20] [21] [22] ) to better understand these complex systems [23, 24] including the role of surfactants and stabilizers [25] and chemical composition of crude oil [26] and droplet size [27] . Viscous and viscoelastic properties depend on many factors such as the viscosity of the crude oil itself, droplet size and size distribution, mechanical impurities if any, dispersed phase (water) content, pH of the aqueous phase, the temperature etc. One of the important issues is pipeline flow properties of water-in-crude oil emulsions (see, for example [5, 7, 28] ). The pipeline flow measurements indicate the pressure gradients in the pipeline increase as a function of aqueous phase volume fraction and flow rate [6] .
However, most studies have been carried out for emulsions with a fairly high content of the aqueous phase (starting from 10% and higher) and at sufficiently high shear rates (more than 0.1 or 10 s −1 ). At the same time, there are practically no works devoted to the rheological properties of emulsions with a low content of the aqueous phase which is important in case of low water cuts.
There are limited data on rheological properties of water-in-crude oil emulsions especially at low temperatures that are extremely important when dealing with heavy and extra-heavy crude oil in the far north regions, especially offshore crude oil production with a water temperature of about 4 °C. It is necessary to take into account that northern ecosystems are inherently vulnerable to a range of ecological risks (in particular, marine toxicity), influencing fish spawning, avian habitat, vegetation health and mammalian welfare because of cold climatic conditions and concomitant slow biodegradation.
This research considers the rheological behavior of stable water-in-oil emulsions based on a North Sea heavy crude oil. The major aim of the current study is to examine the effect of water content, including very low values, on viscous and viscoelastic properties of inverse emulsions for a wide range of temperatures. The rheological properties were examined using controlled stress rheometry at a wide range of aqueous phase volume fractions from 0.01 to 0.40 and shear rates from 10 −2 to 10 2 s −1 and temperatures from 0 to 30 °C.
Materials and Methods

Materials
The dewatered acidic North Sea crude oil was used in this study. For this crude oil the total acid number (TAN) was 2.15 ± 0.02 mg KOH/g, the density was 0.934 ± 0.001 g/cm 3 at 20 °C and the API gravity was 19. This sample of heavy crude oil was characterized [29] into saturates (37.4 ± 0.5 wt%), aromatics (44.1 ± 0.5 wt%), resins (16.1 ± 0.6 wt%), and asphaltenes (2.54 ± 0.03 wt%) with respect to ASTM D2007 standard SARA (Saturates, Aromatics, Resins and Asphaltenes) analysis [30] . The composition of the maltene part of crude oil was determined by gas chromatography-mass spectrometry (GC/MS, Figure 1 ) using Thermo Focus DSQ II system (Thermo Fisher Scientific, Austin, TX USA). The analytical data are presented in Table 1 . Distilled water with a conductivity of 18.2 MΩ cm −1 at 25 °C was used. The rheology of the North Sea crude oil samples is near-Newtonian. The oil sample is characterized by Newtonian viscosity without any non-Newtonian effects in a wide range of temperature that is typical for heavy oils [21, 31] . The viscosity is 317 mPa s at 20 °C. It is well known that the viscosity sharply increases as the temperature decreases [21] as Figure 2 demonstrates for the North Sea oil sample. The formation of water-in-crude oil emulsions as a result of mixing of oil and water in any oil production conditions can lead to an additional increase in the viscosity and, accordingly, additional difficulties in oil transportation especially at low temperatures. 
.Methods
Emulsion Preparation
Inverse water-in-oil (w/o) emulsions were prepared using the following procedure. The defined volume of water was gradually added to the crude oil at the constant mixing at 8000 rpm for 5 min by using an Ultra-Turrax T25 Digital IKA equipped with a S25N18G shaft. The aqueous phase volume fraction (ϕ) used was 1, 5, 10, 20, 30 and 40%. Emulsions were prepared at the ambient temperature (23 ± 1 °C). The natural surfactants (i.e., asphaltenes and resins, etc.) which are contained in crude oil are responsible for the formation of stable w/o emulsions. Synthetic surfactants as stabilizers were not introduced into the systems.
Determination of Droplet Sizes
An optical microscope CX43 (Olympus, Japan) is used to obtain visual images of the prepared emulsion samples immediately after emulsification at 40X amplification. Cover glasses were not placed on the samples. The digital images were analyzed by Image-Pro Plus 4.5 software (Media Cybernetics) in order to obtain mean droplet size.
Droplet size distributions of the emulsion samples were measured using a 23 MHz low-field nuclear magnetic resonance (NMR) spectrometer MARAN Ultra (Oxfords instruments, UK). The methodology was developed by Opedal et al. [32] . Emulsions were analyzed at 25.00 ± 0.01 °C after preparation without requiring dilution or spreading.
Rheological Properties of w/o Emulsions
Rheological properties of water-in-crude oil emulsions were measured using a Physica MCR 302 (Anton Paar, Graz, Austria) rotational rheometer using the cone-and-plate working unit (diameter of a cone was 50 mm and angle between the cone base and the plate was 1 degree; the gap between the cone apex and plate was 0.100 mm).
Measurements were carried out at different temperatures (in the range of 0-30 °C) in the following deformation modes: shearing of a sample in the rate controlled (γ̇) or stress-controlled (σ) mode in the range of 10 −2 -10 2 s −1 and 0.05-100 Pa, respectively; viscosity scanning at increasing temperature at the rate of 1 K/min and γ̇ = 50 s −1 ; periodic oscillations with varying amplitude (γ) at constant frequency ω = 6.28 s −1 , the range of γ was 0.01-100%; periodic oscillations in the linear domain with varying frequency at constant amplitude γ = 0.1%, the range of ω was 0.1-100 s −1 . Figure 3 shows microscopic images of water-in-crude oil emulsions of different concentration obtained by optical microscopy. Micrographs were obtained immediately after emulsion preparation. The experimental data show that the mean droplet size for samples of emulsions with a concentration of 1 to 40% is of the order of 4 μm and is independent of the aqueous phase content in the emulsion. Droplet size distributions of water-in-crude oil emulsions determined by NMR technique are presented in Figure 4 . The droplet size distribution is demonstrated to locate in the range from 1 μm to 20 μm, with the average droplet size of approximately 4 μm, which agrees with the result obtained by the method of optical microscopy. NMR measurements also confirm that the average droplet size does not depend on aqueous phase content. The drop size strongly affects the stability of the emulsion [33] against coalescence. In our previous works [34, 35] the influence of droplet size and aqueous phase content on stability of water-in-crude oil emulsions (ϕ = 1-40%), which are the research objects of this work, has been studied by optical microscopy, NMR and Differential Scanning Calorimetry (DSC) techniques. It is found that the droplet size distribution and the mean droplet size can influence the emulsion stability. Moreover, the higher the dispersity of such systems, the more they are stable. It was proved that emulsions with the mean droplet diameter of 3-4 μm stay stable for at least a 96-hour test period without coalescence and phase separation.
Results and Discussion
Dispersity of Emulsions
Viscous Properties: Effect of Water Fraction and Temperature
Figure 3a and 3b demonstrate the flow curves for w/o emulsion samples at 30 and 0 °C, respectively. It has been shown that viscosity of crude oil and w/o emulsion samples with aqueous phase content of 1 and 5% is almost independent of the shear rate at high (30 °C) and low (0 °C) temperatures, i.e., these emulsions demonstrate Newtonian behavior (Figure 5a ). Such behavior is typical for the North Sea heavy crude oil [36] that contains a very small amount of emulsified water (0.06 wt%) similar to many other heavy oils [21, 31] . The w/o emulsion viscosity is shown to sharply increase when the aqueous phase volume fraction exceeds 20% (Figure 3) .
Moreover, as the aqueous phase content increases (up to 20% at 30 °C and even to 10% at 0 °C), the emulsions are observed to exhibit shear thinning in the range of low shear rate (from 0.01 to 0.03 s −1 ). As the volume fraction of dispersed phase increases the inter-drop interactions lead to increasing friction, which causes the viscosity growth. In addition, at high aqueous phase content, shear thinning appears due to the close packing of dispersed droplets accompanied by the formation of aggregates in the continuous phase [36] . The deviation from the Newtonian behavior at low shear rates becomes more pronounced with decreasing temperature to 0 °C (Figure 5b ). Data presented in Figure 5 were obtained in the shear rate sweep experiment in the increasing shear rate sweep. These measurements were continued in the decreasing mode of shear rate sweep. The results of measurements obtained in both modes of deformation almost completely coincide showing only minor differences in the region of low shear rates. Thus, time effects (thixotropy or rheopexy) are not evident. Figure 6a demonstrates the effect of temperature on viscosity of the emulsions with different aqueous phase content. As previously studied for w/o emulsions as well as crude oil (Figure 2 The temperature dependence of the viscosity of heavy oils can be successfully fitted by the well-known Williams-Landel-Ferry (WLF) equation [31] initially developed for glass-forming amorphous liquids [37] . To approximate the temperature dependence of the w/o emulsion viscosity the WLF equation was used:
where T is the temperature; Ts is a reference temperature chosen to construct the master curve, s is viscosity at a reference temperature (Ts); 8.86 and 101.6 are the average numerical coefficients in this equation. They are the same for a wide variety of amorphous liquids (including heavy oils) [37] , which provide convenient possibilities for using this equation.
The values of Ts and log ηs as a result of approximation of the experimental data ( Figure 6a ) by Equation (1) are collected in Table 2 . The Arrhenius relation, Equation (2), was also used to fit the rheology data of the water-in-crude oil emulsions to study the influence of temperature on viscosity [38] :
where  is the apparent viscosity, A is the frequency factor, Ea denotes the activation energy, R is the ideal gas constant, and T is the temperature. For the emulsions under study, the Ea values lie in the range from 29.8 to 21.9 kJ·mol −1 and A from 3.0 × 10 −6 to 1.6 × 10 −4 ; R 2 = 0.997.
This equation only appears applicable in the high temperature range. Deviations from a straight line begin to be observed near the temperature corresponding to approximately 0 °C (as seen in Figure 7 ), in the region of negative temperatures the equation is not applicable [31] . Moreover, emulsion viscosity exponentially grows with the aqueous phase content increasing by several orders of magnitude, at that the lower the temperature, the stronger this dependence appears ( Figure 8) . As an example, the potential equation is shown in Figure 8 for the emulsion at 0 °C. This model gives reasonable fitting of the experimental data which is confirmed by the amount of R 2 .
The viscosity of the continuous phase has a determining value on the emulsion viscosity [39] . However, the higher the content of the aqueous phase dispersed in oil, the less significant is the effect of the continuous oil phase viscosity on the emulsion viscosity. Herewith the relative viscosity (ηr) of the emulsions depends only on the aqueous phase content and is practically independent of temperature ( Figure 8b ). Several equations have been to predict the relative viscosity of emulsions as a function of dispersed phase volume fraction [6, 14, 40] . The relative viscosities ηr(ϕ) of emulsions under study were adjusted with the classical model proposed by Krieger and Dougherty (KD equation):
where ϕ is aqueous phase volume fraction, ϕm is a parameter which corresponds to the densest possible packing for monodisperse spherical particles, B is the Einstein coefficient (shape factor). This equation is a popular approach for fitting to experimental data for suspensions and emulsions, in which case B and ϕm are considered to be fitting parameters [40] . The parameter ϕm corresponds to the limit of the closest packing of drops in the space and has a clear physical meaning in considering a possible structure of the suspension. For emulsions, this is an upper limit of the domain of intermediate concentrations. Reaching this limit, drops in emulsions can fill the space without changing their spherical shape.
The fitting parameters of KD relationship (Equation (3)) which was used to describe the water content dependence of viscosity (Figure 8b ) are presented in Table 3 . The parameter ϕm is to be obtained in the range from 0.62 to 0.65 which is in good agreement with a value for random close-packing of monodisperse particles obtained by numerical simulations [41] as well as the experimental data for various real emulsions [7, 42] . The values of R 2 are close to 1, confirming that mentioned model describe rather well the experimental data in the wide concentration range at different temperatures. Therefore it can predict the relative viscosities of the emulsions at various experimental conditions such as, different aqueous phase volume fraction, shear rate, and temperature. 
Oscillatory Shear Rheology
For emulsions, not only viscous but also viscoelastic properties are influenced by the content of dispersed phase. The viscoelastic properties of w/o emulsions are given by the amplitude of the dynamic modulus -storage modulus (G') and loss modulus (G'') at 30 °C as the example in Figure 9 . It is shown that there is a long region of linear viscoelastic behavior on the amplitude dependences of the storage modulus of water-in-crude oil emulsions. It should be highlighted that the higher the aqueous phase content, the narrower the domain of the linear viscoelasticity. Furthermore, the loss modulus substantially exceeds the storage modulus even for temperatures close to 0 °C, which is typical for the liquid-like material state. Figure 10 shows the frequency dependencies of the dynamic modulus obtained in the domain of linear viscoelasticity. G'' is seen to exceed G' along the whole frequency range, which confirms that fluidity dominates over elasticity even at low temperatures. The difference between G' and G'' decreases as aqueous phase volume fraction increases from 1 to 40% and temperature decreases. It is seen that in the linear domain of viscoelastic behavior, frequency dependence of storage modulus is observed. This type of rheological behavior of all emulsion samples under study, i.e., the lack of a plateau as well as higher values of loss modulus as compared to storage modulus ( Figure  10 ), is direct evidence of liquid-like state of emulsions under study [43] .
Conclusions
The rheological behavior of water-in-crude oil emulsions in the wide range of aqueous phase volume content including very low values (from 1 to 40%) was studied in the wide range of temperature from 0 to 30 °C. We use high viscosity heavy crude oil from North Sea for preparing inverse emulsions. Stable emulsions with average droplet size of 4 μm are formed without any addition of synthetic surfactants. The heavy oil, in its rheological properties, is close to Newtonian fluids. The rheological properties of water-in-crude oil emulsions strongly depend on aqueous phase content and temperature. When the content of the aqueous phase is low and equal to 1, 5% (and even 10% at 0 °C), the emulsions exhibit the properties of Newtonian fluid with a viscosity similar to that of crude oil. As the aqueous phase content increases up to 20% (over the entire temperature range) and even to 10% (at 0 °C), the emulsions are observed to show shear thinning in the range of low shear rate from 0.01 to 0.03 s −1 .
Emulsion viscosity grows more sharply than that of crude oil as the aqueous phase content increases and exceeds 20%. The lower the temperature, the stronger this dependence appears. The well-known model proposed by Krieger and Dougherty describes rather well the dependence of viscosity versus aqueous phase content in the wide concentration range at different temperatures. We presented rheological data for a wide range of temperatures including analysis using the Arrhenius and WLF equations. For all emulsions under study the dynamic measurements have shown that loss modulus (G'') substantially exceeds storage modulus (G') in the whole range of frequencies from 10 −1 to 10 2 s −1 and frequency dependence of the storage modulus is observed. These facts indicate that water-in-crude oil emulsions exhibit a liquid-like behavior even at low temperatures and high values of aqueous phase content.
Thus, the viscosity of heavy crude oil at low and room temperatures is quite high. Moreover, the formation of inverse w/o emulsions, e.g., with intensive mixing of crude oil and water in oil production conditions, leads to an increase in the viscosity of the system (especially when the aqueous phase content in the emulsion exceeds 20%), which can cause additional difficulties in transportation of oil.
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